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® POROUS CERAMIC AND PROCESS FOR PRODUCING THE SAME. 

< 

^ ® A porous ceramic combining a high porosity witii a high strength and serving as a catalyst support or a filter 
0> for removing foreign matter from fluid. A porous ceramic having a porosity of 30 % or above comprises mainly 
07 columnar ceramic particles having an aspect ratio of 3 or above. In particular, a porous silicon nitride ceramic 
^ comprises mainly Sj3N4 wherein prismatic ^-SiaNA particles amount to at least 60 % of the total amount of 
m silicon nitride particles and further contains at least one compound of a rare earth element in an amount of 1-20 
^ vol.% in terms of the oxide of the rare earth element. The silicon nitride ceramic may further contain at least one 
O compound of a group lla. group lllb or transition metal element in an amount of at most 5 vol.% in terms of the 
^ oxide of the element. The porous silicon nitride ceramic is produced by heat-treating a molding of a powdery 
III mixture comprising powdery silicon nitride and a powdery rare earth compound at 1.500 "C or above in a 
nitrogen-containing atmosphere. 
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Technical Held 

The present invention generally relates to a ceramics porous body which is useful as a filter material for 
removing foreign matters from a fluid or a catalytic carrier, and more specifically, it relates to a silicon 
5 nitride ceramics porous body and a method of preparing the same. 

Background Art 

As porous bodies which are employed for filter materials or catalytic carriers, known are those 
10 consisting of various materials such as resin, metals or ceramics. Among these, a filter or a catalytic carrier 
consisting of a ceramics material is generally employed under environment of a high temperature or strong 
corrosiveness which cannot be coped by other materials. A filter or a catalytic carrier consisting of oxide 
ceramics such as alumina (AI2O3) has already been put into practice. 

As to a porous body consisting of nonoxide ceramics, on the other hand, only small examples have 
16 been put into practice while Japanese Patent Laying-Open No. 63-291982 discloses a silicon nitride based 
or silicon carbide based porous body which is prepared by a heat treatment. Further. Japanese Patent 
Laying-Open No. 1-188479 discloses a method of compacting mixed powder of silicon powder and silicon 
nitride powder of relatively coarse particles and thereafter nitriding the same thereby preparing a porous 
body as a solid target. 

20 As hereinabove described, it is difficult to use a porous body consisting of resin or a metal under a high 

temperature or corrosive atmosphere. It is inevitably necessary to employ a porous body which is made of 
ceramics for a filter for removing foreign matters from a high-temperature exhaust gas or a carrier serving 
as a catalyst for decomposing a harmful matter. 

As such porous bodies which are made of ceramics, those of alumina have been put into practice. 
25 While the porous bodies of alumina are varied in pore size, porosity and bending strength, that having 
porosity of 35 to 40 % and a mean pore size of 25 to 130 um has bending strength of 20 to 35 MPa, and 
strength of the porous body Is Insufficient depending on its use. 

In the silicon nitride based porous body which is disclosed in the aforementioned Japanese Patent 
Laying-Open No. 63-291882, porosity is less than 30 % and fluid permeability is insufficient. In general, 
30 strength of ceramics tends to be reduced following Increase in porosity, and It has been extremely difficult 
to attain compatibility between the porosity and the strength. 

Accordingly, the present Invention has been proposed in order to solve the aforementioned problems, 
and an object thereof is to provide a ceramics porous body having high porosity as well as high strength. 
Disclosure of Invention 

35 The inventors have made deep study on the aforementioned subject, and discovered that It is possible 
to prepare a silicon nitride ceramics porous body which is mainly composed of columnar /9-Si3Ni^ (/3-silicon 
nitride) crystal grains and capable of maintaining high strength also when its porosity is high, by heat 
treating a compact of mixed powder of silicon nitride (SisN*) powder and prescribed additive powder at a 
high temperature. 

40 Namely, a ceramic porous body according to the present invention is generally characterized in that a 
ceramics porous body having porosity of at least 30 % is mainly composed of columnar ceramics grains 
having an aspect ratio of at least 3. Specifically, it is a porous body having a mean pore size of at least 0.05 
um and not more than 12 um. Further, the crystal grains preferably have forms of hexagonal poles. 

More specifically, the ceramics porous body according to the present invention is a silicon nitride 
45 ceramics porous body which Is mainly composed of silicon nitride with a ratio of at least 60 %, preferably at 
least 90 %, of ^-SisN* columnar grains with respect to the entire silicon nitride grains, contains at least one 
compound of a rare earth element by at least 1 volume % and not more than 20 volume % in terms of an 
oxide of the rare earth element, and has porosity of at least 30 %. 

The aforementioned silicon nitride ceramics porous body may contain at least one of compounds of 
60 elements of the groups lla and lllb of the periodic table and transition metal elements by not more than 5 
volume % in terms of an oxide of each element. Further, the silicon nitride ceramics porous body according 
to the present invention preferably has bending strength of at least 80 MPa at an ordinary temperature, and 
bending strength of at least 50 MPa at a temperature of 1000*C. 

In summary, further, a method of preparing a silicon nitride ceramics porous body according to the 
56 present invention comprises the following steps: 

a. A step of adding at least one compound powder of a rare earth element by at least 1 volume % and 
not more than 20 volume % in terms of an oxide of the rare earth element, or further adding at least one 
of compounds of elements of the groups lla and lllb of the periodic table and transition metal elements 
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by not more than 5 volume % in temns of an oxide of each element, to silicon nitride powder, thereby 
preparing mixed powder. 

b. A step of preparing a compact from the aforementioned mixed powder. 

c. A step of heat treating the compact In a nitrogen atmosphere at a temperature of at least 1500*C and 
5 not more than 21 00 * C. 

In the present invention, the compound of a rare earth element acts to react with Si02 existing on the 
surface of the raw material of the silicon nitride (Si3N4) powder during the heat treatment for forming a 
liquid phase and solidly dissolving SiaN^. thereby precipitating columnar /3-Si3N4 crystal grains. Further, the 
compound of the rare earth element acts to exist outside the /S-SiaN^ grains as a grain boundary phase 

10 after the heat treatment, for joining /S-SijN^ and maintaining strength. The rare earth element indicates an 
Sc, Y or lanthanoid elements. The additional ratio of the compound of the rare earth element is suitably in 
the range of 1 to 20 volume % in terms of an oxide, and more preferably 2 to 10 volume %. The form of 
the grain boundary phase is a silicate such as Y203*Si02* or an oxynitride such as YaOa^SisN^. 
Golumnarization of the /S-SiaN^ crystal grains is not sufficient If the additional quantity of the compound of 

75 the rare earth element is less than 1 volume %, while oxidation resistance and strength at a high 
temperature are reduced if the amount exceeds 20 volume % and it leads to increase in preparation cost 
since the rare earth element is generally high-priced. 

The compound(s) of the element{s) of the group(s) Ha and/or II lb of the periodic table and/or the 
transition metal element(s) Is added when a sintered body is prepared, in general. The aforementioned 

20 compound of the rare earth element acts to reduce a liquid phase forming temperature, facilitate 
densification and improve strength when the same is employed with the compound(s) of the element(s) of 
the group(s) lla and/or lllb of the periodic table and/or the transition metal element(s). The elements of the 
group lla of the periodic table are Be, Mg. Ca. Sr and the like, the elements of the group lllb are B. Al. Ga 
and the like, and the transition metal elements are Fe, Ti, Zr and the like. 

25 In view of preparation of a porous body having high porosity, the additional ratio of the compound of 
such an element is preferably small. The additional amount is suitably not more than 5 volume % in terms 
of an oxide of each element, preferably not more than 2 volume %. and more preferably not more than 1 
volume %. 

Due to addition of the compound(s) of the element(s) of the group(s) lla and/or lllb of the periodic table 

30 and/or the transition metal element(s), on the other hand, the liquid phase is formed from a lower 
temperature region, whereby grain growth is also formed from a low temperature region. This is conceivably 
because the grain growth is caused by re-precipitation of SisN* which Is dissolved in the liquid phase, to 
reduce a grain growth starting temperature. When the compound(s) of the element(s) of the group(s) lla 
and/or lllb and/or the transition metal element(s) is added, therefore, it Is possible to obtain a high-strength 

35 porous body at a low temperature, thereby attaining an advantage in view of the preparation cost. Further, 
such grain growth in a low temperature region tends to form fine crystal grains, whereby it is possible to 
prepare a porous body having a small pore size. 

When the additional ratio of the compound(s) of the element(s) of the group(s) lla and/or lllb and/or the 
transition metal element(s) exceeds 5 volume %, densification is disadvantageously caused before colum- 

40 nar grain growth takes place to reduce porosity of the porous body while oxidation resistance is reduced 
due to a high densification effect from the low temperature region. 

Particularly when a compound of a IVa group element such as Ti among transition metals is added, the 
compound reacts with i8-Si3N4 at a high temperature of at least 1600*C and it Is possible to increase 
bonding strength between the crystal grains, whereby a porous body of high strength can be obtained. 

45 While the SiaN^ powder employed as a raw material is mainly composed of a-Si3N* in general, j3-Si3N4 
or amorphous silicon nitride may alternatively be employed as the raw material. A mean grain size of the 
silicon nitride powder Is preferably at least 0.1 um and not more than 20 um. If the mean grain size of the 
silicon nitride powder is less than 0.1 um, agglomeration of the powder materials is so Intensely caused that 
density of the compact as obtained is not more than 30 % in relative density and handling strength of the 

50 compact as well as strength of the porous body after the heat treatment are insufficient. When the mean 
grain size of the silicon nitride powder exceeds 20 um. on the other hand, the degree of sintering by the 
heat treatment is reduced and the porous body cannot attain strength of at least 80 MPa. 

It Is most general to add the aforementioned compound of the rare earth element and the compound(s) 
of the element(s) of the group(s) lla and/or lllb of the periodic table and/or the transition metal element(s) as 

55 oxide powder materials, while it is also possible to add the same as compounds such as hydroxides or 
alkoxides which are decomposed to form powder materials of hydroxides or oxides. It Is also possible to 
add these compounds in the form of nitride powder materials or the like. 
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These powder materials are mixed with each other by a prescribed method such as a ball mill method, 
and thereafter compacted. Also as to the compacting method, it is possible to employ a prescribed method 
such as die pressing or CIP (cold Isostatic pressing). The compact density varies with the characteristics of 
the powder materials and target porosity of the porous body. 

5 In order to facilitate growth of columnar grains as well as to attain high porosity, compact density is 

preferably low. In order to ensure strength which is required for handling the compact and to improve 
strength of the porous body after the heat treatment, however, it is necessary to prepare the compact with 
compact density exceeding a certain constant level. When commercially available a-SisN* powder is 
employed, it is preferable to set the same at 30 to 60 % of theoretical density, more preferably at 35 to 50 

10 %. If only the compound of the rare earth element Is added, porosity after the heat treatment exceeds 30 % 
when the compact density is less than 30 % in relative density, while the pore size is also increased and a 
porous body having high bending strength cannot be obtained even if columnar crystals are formed. When 
the compact density exceeds 60 % in relative density, on the other hand, it is possible to attain sufficiently 
high bending strength in the porous body, while porosity Is less than 30 % and the pore size is also 

75 reduced. 

The compact as obtained is heat treated in a nitrogen atmosphere at a temperature of at least 1500*C 
after a compacting assistant (resin or the like) is removed by thermal decomposition or the like. Transition 
to ^-Si3N4 (in a case of employing a powder) and grain growth (columnarization) proceed by the heat 
treatment, so that the compact is converted to a porous body mainly consisting of iS-SiaN* columnar grains. 

20 The heat treatment temperature varies with the composition of the additive, the grain size of the raw 
material powder, and the mean pore size and the porosity of the target porous body. 

When only a compound of a rare earth element such as Y2O3 Is added, for example. It is necessary to 
make the heat treatment in a high temperature region of at least IZOO'C. In this case, no remarkable 
densification proceeds even if the heat treatment is carried out at a higher temperature, and hence it is also 

25 possible to carry out the heat treatment in a temperature region extremely Increasing the pore size. When 
the compound(s) of the element(s) of the group(s) lla and/or lllb of the periodic table and/or the transition 
metal element(s) is added in addition to the compound of the rare earth element, on the other hand, a liquid 
phase is formed from a low temperature region and SiaN^ which is dissolved in this liquid phase is 
precipitated as columnar /S-grains as described above, whereby it is possible to prepare a porous body of 

30 high strength also by a heat treatment in a low temperature region. However, a heat treatment which is 
carried out at a high temperature is improper as a method of preparing a porous body due to progress of 
densification. The densification is readily facilitated and the porosity is readily reduced as the additional 
amount of the compound(s) of the element(s) of the group(s) lla and/or lllb and/or the transition metal 
element(s) is increased. 

35 As a heat treatment temperature for the compact, therefore, preferable is a temperature in the range of 
1600 to 1900'C if the amount of addition of the compound(s) of the element(s) of the group(s) lla and/or 
lllb and/or the transition metal element(s) is in excess of 0 volume % and not more than 1 volume %. 1600 
to 1850'C if the amount of addition of the compound is in excess of 1 volume % and not more than 2 
volume %, and 1500 to 1700'C if the amount of addition is in excess of 2 volume % and not more than 5 

40 volume %. In general, grain growth is not sufficient if the heat treatment temperature for the compact is less 
than 1500 -C. 

Since silicon nitride is increased in decomposition pressure at a high temperature, it is necessary to 
increase a nitrogen partial pressure by the heat treatment temperature. The atmosphere of the heat 
treatment may be an inert atmosphere containing nitrogen, and a mixed atmosphere of argon (Ar) or the like 

45 may be employed. While a temperature of at least ITOO'C is required when no compound(s) of the 
element(s) of the group(s) lla and/or lllb of the periodic table is added and a heat treatment at a 
temperature exceeding 2100 *C is advantageous for preparation of a porous body having a large pore size 
due to extreme grain growth, the nitrogen partial pressure must be at least several 100 atm. in order to 
control in the inventive range the porosity and the bending strength to at least 30 % and at least 80 MPa at 

50 the room temperature and at least 50 MPa at a temperature of 1000*C respectively, and the cost is 
disadvantageously increased in view of the apparatus. When the heat treatment at a temperature exceeding 
2100'C Is carried out, further, the use of the porous body Is also disadvantageously restricted due to such 
a tendency that the bending strength of the porous body is also reduced. Thus, the heat treatment 
temperature is preferably not more than 2100'C. 

55 The porous body thus obtained has such a structure that ^S-SIsNa columnar crystal grains are joined 
with each other by a grain boundary phase which Is formed from the compound of the rare earth element, 
the compound(s) of the element(s) of the group(s) lla and/or lllb of the periodic table and/or the transition 
metal element(s), or an SI substance derived from the SIsNa powder, and exhibits high strength also when 
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porosity is liigh. It is conceivable that tlie reasons for such exhibition of the high strength are that the 
inventive porous body has such a structure that the columnar crystal grains are entangled with each other 
dissimilarly to a generally employed AI2 03 porous body having a polycrystalline network structure 
consisting of spherical crystal grains, and that the columnar grains have extremely high strength (several 

5 GPa) since the same are single crystals having substantially no defects. 

In this porous body, it is possible to arbitrarily control the mean pore size within the range of at least 
0.05 um and not more than 12 um by the grain size of the raw material powder and the compact density. If 
the mean pore size Is less than 0.05 um, development of the columnar grains is not sufficient and the 
aspect ratio thereof is less than 3. As the result, the porosity is disadvantageously reduced. When the mean 

10 pore size exceeds 12 um, on the other hand, the sizes of the crystal grains exceed 36 um in length and 12 
um in breadth, to cause reduction In strength. Therefore, it is possible to employ the inventive porous body 
in the field of microfiltration etc. under a higher temperature or in a case of receiving a load, by controlling 
the mean pore size within the aforementioned range. 

The ratio of yS-SisN* forming the columnar grains is preferably at least 60 % of the entire SisNi, more 

76 preferably at least 90 %. The ratio of ^-SisN* Is thus defined at an extremely high value, since a-SisNA 
which is another crystal form of SiaN* exhibits a spherical shape and causes reduction in strength. When ^- 
silicon nitride columnar grains are at least 60 % and less than 90 % of the entire silicon nitride grains, the 
crystal structure thereof is in such a form that o-silicon nitride columnar grains and ;8-silicon nitride 
columnar grains are composed with each other. In this case, the /S-columnar grains couple portions where 

20 a-crystal grains exist with each other, whereby it is possible to attain higher strength than that having a /8- 
transition ratio of less than 60 %. Further, growth of such columnar grains also serves to prevent 
densification. Since SiaN* exhibits high oxidation resistance, the silicon nitride ceramics porous body can 
be employed with no breakage also when a high load is applied at a high temperature. Further, the silicon 
nitride ceramics porous body according to the present Invention has high strength and a low coefficient of 

25 thermal expansion, whereby the same has excellent characteristics also as to a thermal shock. 

While the silicon nitride ceramics porous body has been described, provision of both of high porosity 
and high strength essentially results from such a structure that the columnar grains are entangled with each 
other. Thus, another material having such a structure that columnar grains are entangled with each other 
also provides a similar effect. For example, such behavior is recognized also in aluminum nitride containing 

30 Si and a sintering assistant such as an oxide of a rare earth element as impurities. In general, therefore, it is 
possible to attain the aforementioned effect in a ceramics porous body having porosity of at least 30 % 
when the same is mainly composed of columnar ceramics grains having an aspect ratio of at least 3. The 
porous body is excellent in the aforementioned effect when the aspect ratio, which indicates a ratio of the 
length to the breadth of the columnar grains, is high in general, while an effect on improvement in strength 

35 is small if the same is less than 3. 

Further, the columnar grains of the silicon nitride ceramics porous body are in hexagonal pole 
structures. In this case, the pores are fomned by side surfaces of the hexagonal poles. It has been proved 
as the result of study by the inventors that, when the side surfaces which are planes are covered with a 
metal (platinum, for example) serving as a catalyst, the metal can uniformly adhere onto the surfaces to be 

40 improved in performance as a catalyst. 

Best Mode for Carrying Out the Invention 
Example 1 

45 

Yttrium oxide powder materials of 0.5 um in mean grain size (specific surface area: 7 m^/g) were added 
to silicon nitride powder materials mainly composed of a-silicon nitride (a-Si3N4) of 0.3 um in mean grain 
size (specific surface area: 11 m^/g), and mixed with solvents of ethanol through a ball mill for 72 hours. 
Amounts of addition of the yttrium oxide powder materials are shown in Table 1 . 

50 Mixed powder materials obtained in the aforementioned manner were dried and thereafter compacted 
through a metal die of 100 mm x 100 mm under a pressure of 20 kg/cm^ with addition of a compacting 
assistant. Compacts as obtained were about 15 mm in thickness and about 35 % in relative density in every 
composition. The relative density was decided by dividing compact density which was calculated from 
measurement of the weight and dimensions by theoretical density, being a weighted mean of silicon nitride 

55 and the additive. 

The compacts as obtained were heat treated under conditions shown In Table 1. thereby obtaining 
porous bodies. Test pieces of 3 mm x 4 mm x 40 mm in size for a three-point bending test In accordance 
with JIS 1601 were cut out from the porous bodies. The test pieces were employed for measuring bending 
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strength values at an ordinary tennperature and at 1000'C. Further, porosity values were calculated from 
the relative density values (porosity (%) = 100 - relative density (%)). In addition, /5-transitlon ratios were 
obtained from X-ray diffraction peak Intensity ratios, by carrying out X-ray diffraction through the porous 
bodies as obtained. The calculation expression is shown below. 

5 

(;8-transition ratio) (%) = {A/(A + B)} x 100 

where A represents X-ray diffraction peak Intensity of jS-silicon nitride, and B represents an X-ray diffraction 
peak intensity ratio of a-silicon nitride. 
to A scanning electron microscope (SEM) was employed to observe broken-out sections, thereby obtain- 
ing mean crystal grain sizes. Mean pore sizes were measured with a mercury poroslmeter. These 
measurement results are shown in Table 1 . 
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Example 2 

Porous bodies were prepared by a method similar to that in Example 1 except that oxide powder 
materials of respective rare earth elements shown in Table 2 were employed as compounds of rare earth 
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elements In place of yttnum oxide powder materials, and evaluated. The results are shown in Table 2. It is 
understood fronn the results that similar silicon nitride porous bodies are obtained also when rare earth 
oxides other than yttrium oxide are employed. 
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Example 3 

Porous bodies were prepared by a method similar to that in Example 1 except that yttrium oxide, being 
an oxide of a rare earth element, was added as an A group additive, and aluminum oxide, magnesium oxide 
5 and titanium oxide, being compounds of elements of the groups lla and lllb of the periodic table and a 
transition metal element, were added as B group additional compounds, and evaluated. The results are 
shown in Table 3. 

As obvious from Table 3, It is understood possible to prepare silicon nitride porous bodies at lower 
temperatures than Examples in which only rare earth oxides were added. 
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65 Example 4 

Silicon oxide powder (20.6 volume %) and yttrium oxide powder (1.2 volume %) of 0.5 um in mean 
grain size were added to aluminum nitride powder of 0.5 um in mean grain size, and mixed with a solvent 
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of ethanol in a ball mill for 72 hours. 

Mixed powder thus obtained was dried and thereafter connpacted through a nnetal die of 10 nnnn x 10 
mm under a pressure of 20 kg/cm^ with addition of a compacting assistant. Density of the compact as 
obtained was 37 % in relative density. 
6 This compact was heat treated in the atmosphere at a temperature of 600 • C for 1 hour for removing 

the compacting assistant, and thereafter heat treated in nitrogen of the atmospheric pressure at a 
temperature of 1700'C for 1 hour, to obtain a porous body. Porosity, a mean pore size and a mean aspect 
ratio of crystal grains of this porous body were 35 %, 1.6 um and 4 respectively. Three-point bending 
strength values at an ordinary temperature and at 1000 were 90 MPa and 60 MPa respectively. 

10 

Example 5 

a-silicon nitride raw powder materials of 0.3 um, 7.0 urn and 12.0 urn in mean grain size were 
employed to prepare mixed powder materials so that yttrium oxide powder contents were 4 volume % In 

75 the case of the powder of 0.3 urn and 5 volume % in the cases of 7.0 um and 12.0 um by a method 
similar to that in Example 1, thereby preparing compacts having relative density values shown in Table 4. 
Compact density values were adjusted by changing uniaxial compacting pressures In the range of at least 1 
kg/cm^ and not more than 2000 kg/cm^. The compacts as obtained were treated and evaluated under the 
same conditions as those in Example 1 except that heat treatments after decomposition of a compacting 

20 assistant were carried out under the same conditions in nitrogen of 4 atm. at a temperature of 1800 'C for 2 
hours. The evaluation results are shown in Table 4. 

From these results, it is understood possible to control the mean pore sizes of the porous bodies 
obtained after the heat treatments by controlling the mean grain sizes of the raw powder materials and the 
density values of the compacts. 
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Exainple 6 

Silicon nitride ceramics porous bodies of 0.1 to 5.0 urn in mean pore size which were prepared by the 
inventive preparation method were worked into the form of discs of ^25 mm x 0.5 mm. These porous 
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bodies were employed to carry out permeation experiments through isopropyl alcohol (20 'C) and pure 
water (20 ' C). The results are shown in Table 5. Table 5 shows flow rate results in a case of employing a- 
alumina ceramics porous bodies having the same pore sizes as comparative examples. 

It is understood from the results that liquid permeation flow rates of the silicon nitride porous bodies 
have higher performance than the alumina porous bodies. 

Table 5 



Material 


Grain Size {um) 


Porosity (%) 


IPA Row Rate 
(ml/min/cm^) 


Pure Water Row Rate 
(mt/mln/cm^) 


Silicon Nitride 


0.1 


45 


0.82 


1.97 


Silicon Nitride 


0.2 


48 


2.01 


4.82 


Silicon Nitride 


0.5 


60 


4.11 


9.86 


Silicon Nitride 


1.0 


60 


14.1 


33.8 


Silicon Nitride 


2.0 


55 


22.5 


54.0 


Silicon Nitride 


5.0 


50 


40.3 


96.7 


a-Alumina 


0.1 


40 


0.43 


1.02 


a-Alumina 


0.2 


40 


1.06 


2.55 


a-Alumina 


0.5 


40 


1.78 


4.25 


a-AIumina 


1.0 


40 


4.96 


11.9 


a-Alumina 


2.0 


40 


8.85 


21.25 


or-Alumina 


5.0 


40 


17.7 


42.5 


IPA (isopropyl alcohol) flow rates and pure water flow rates are permeation flow rates in pressurization at 
20 • C and 1 .0 kg/cm2. 
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Industrial Applicability 

According to the present invention, as hereinabove described, it is possible to obtain a ceramics porous 
body having high porosity and high strength. This porous body, which is excellent in high temperature 
characteristics and chemical resistance, is useful as a filter which is employed at a high temperature or a 
catalytic carrier which is employed in an atmosphere having high corrosiveness. 

Claims 

1. (amended) A ceramics porous body comprising porosity of at least 30 % and a mean pore size of at 
least 0.05 um and not more than 12 um, said ceramics porous body being mainly composed of 
ceramics crystal grains having forms of hexagonal poles with an aspect ratio of at least 3. 

(deleted) 
(deleted) 

A silicon nitride ceramics porous body comprising a ratio of at least 60 % of iS-silicon nitride hexagonal 
pole shaped grains to entire silicon nitride grains and including at least one compound of a rare earth' 
element by at least 1 volume % and not more than 20 volume % in terms of an oxide of said rare earth 
element, with porosity of at least 30 %. 

The silicon nitride ceramics porous body In accordance with claim 4, including at least one of 
compounds of elements of the groups lla and II lb of the periodic table and transition metal elements by 
not more than 5 volume % in terms of an oxide of each said element. 



2. 
3- 
4. 
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6- The silicon nitride ceramics porous body In accordance with claim 4, wherein bending strength at an 
ordinary temperature is at least 80 MPa. 

7. The silicon nitride ceramics porous body In accordance with claim 4, wherein bending strength at a 
5 temperature of 1000 • C is at least 50 MPa. 

8- A silicon nitride ceramics porous body comprising a ratio of at least 90 % of iS-silicon nitride hexagonal 
pole shaped grains to entire silicon nitride grains and including at least one compound of a rare earth 
element by at least 1 volume % and not more than 20 volume % in terms of an oxide, with porosity of 
10 at least 30 %. 

9. A method of preparing a silicon nitride ceramics porous body comprising a ratio of at least 60 % of j8- 
silicon nitride hexagonal pole shaped grains to entire silicon nitride grains with porosity of at least 30 
%, said method of preparing the silicon nitride ceramics porous body comprising the steps of: 

75 adding at least one compound powder of a rare earth element to silicon nitride powder by at least 1 

volume % and not more than 20 volume % in terms of an oxide of said rare earth element, thereby 
preparing mixed powder; 

preparing a compact from said mixed powder; and 

heat treating said compact in a nitrogen atmosphere at a temperature of at least 1700*C and not 
20 more than 2100'C. 

10. The method of preparing a silicon nitride ceramics porous body in accordance with claim 9, wherein 
said silicon nitride powder comprising a mean grain size in the range of at least 0.1 um and not more 
than 20 um is employed and density of said compact as obtained is controlled In the range of at least 

25 30 % and not more than 60 % In relative density in said step of preparing said compjact from said 
mixed powder. 

11. A method of preparing a silicon nitride ceramics porous body comprising a ratio of at least 60 % of j8- 
silicon nitride hexagonal pole shaped grains to entire silicon nitride grains with porosity of at least 30 

30 %, said method of preparing the silicon nitride ceramics porous body comprising the steps of: 

adding at least one compound powder of a rare earth element by at least 1 volume % and not 
more than 20 volume % in terms of an oxide of said rare earth element and at least one of compounds 
of elements of the groups lla and lllb of the periodic table and transition metal elements by an amount 
exceeding 0 volume % and not more than 1 volume % in terms of an oxide of said element to silicon 
35 nitride powder, thereby preparing mixed powder; 

preparing a compact from said mixed powder; and 

heat treating said compact in a nitrogen atmosphere at a temperature of at least 1600*C and not 
more than 1900'C. 

40 12. A method of preparing a silicon nitride ceramics porous body comprising a ratio of at least 60 % of fi- 
silicon nitride hexagonal pole shaped grains to entire silicon nitride grains with porosity of at least 30 
%, said method or preparing the silicon nitride ceramics porous body comprising the steps of: 

adding at least one compound powder of a rare earth element by at least 1 volume % and not 
more than 20 volume % in terms of an oxide of said rare earth element and at least one of compounds 
45 of elements of the groups lla and lllb of the periodic table and transition metal elements by at least 1 
volume % and not more than 2 volume % In terms of an oxide of said element to silicon nitride 
powder, thereby preparing mixed powder; 

preparing a compact from said mixed powder; and 

heat treating said compact In a nitrogen atmosphere at a temperature of at least 1600*C and not 
60 more than 1 850 • C. 

13. A method of preparing a silicon nitride ceramics porous body comprising a ratio of at least 60 % of j8- 
silicon nitride hexagonal pole shaped grains to entire silicon nitride grains with porosity of at least 30 
%, said method of preparing the silicon nitride ceramics porous body comprising the steps of: 
55 adding at least one compound powder of a rare earth element by at least 1 volume % and not 

more than 20 volume % in terms of an oxide of said rare earth element and at least one of compounds 
of elements of the groups lla and lllb of the periodic table and transition metal elements by an amount 
exceeding 2 volume % and not more than 5 volume % in terms of an oxide of said element to silicon 
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nitride powder, thereby preparing mixed powder; 

preparing a compact from said mixed powder; and 

heat treating said compact In a nitrogen atmosphere at a temperature of at least 1500*C and not 
more than 1 700 • C, 
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